Experimental Section
All chemicals were purchased as reagent grade and used without further purification, unless otherwise noted. All reactions were carried out under argon unless otherwise indicated. THF was dried and freshly distilled over sodium potassium alloy.
SmI 2 was prepared according to the literature. 1 Glycosyl 2-pyridyl sulfones were prepared according to the literature. 2 NPhenylacrylamide and ethyl 2-acrylamidoacetate were prepared acording to the literature. 3 Analytical TLC was performed on silica gel 60-F 254 precoated on aluminium plates (E. Merck), with detection by fluorescence and/or by staining with acidic ceric ammonium molybdate. Column chromatography was performed employing silica gel 200-300 mesh.
1 H-NMR spectra were recorded on a AVANCE Ш 400 spectrometer at 25 o C. Chemical shifts (in ppm) were referenced to tetramethylsilane (δ = 0 ppm) in deuterated chloroform. 13 C NMR spectra were obtained by using the same NMR spectrometer and were calibrated with CDCl 3 (δ = 77.00 ppm). High-resolution mass spectrometry was performed on a LTQ Orbitrap Discovery or a Bruker APEX . SmI 2 solution was added by a LP215 syringe pump.
General Procedure. Samarium diiodide (0.10 M in THF with 1% NiI 2 ) was added by a syringe pump to a stirred solution of glycosyl 2-pyridyl sulfone (0.05 mmol), alkene (0.06 mmol) and i-PrOH (8 μL, 0.1 mmol) in THF (1.0 mL) under an argon atmosphere until a persistent dark blue color was obtained. The mixture was stirred at 20 °C for 10 min and then quenched by the addition of saturated aqueous NH 4 Cl. The mixture was diluted with ethylacetate and the aqueous phase was extracted twice with ethyl acetate. The combined organic phases were dried (Na 2 SO 4 ) and concentrated in vacuo. The residue was purified by column chromatography on silica gel to yield the product.
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Methyl-3-(2, 3, 4, 6-tetra-O-benzyl-α-D-glucopyranosyl)propanoate (2)
Compound 2 was prepared according to the General Procedure by the coupling of glucosyl 2-pyridyl sulfone and methyl acrylate. Flash column chromatography (EtOAc: petroleum ether, 1:10 to 1:8) gave the desired product as a colorless oil (26 mg, 84% yield). The spectroscopic data coincide with those reported in the literature. 6, 138.8, 138.4, 138.3, 138.1, 128.4, 128.3, 127.84, 127.80, 127.7, 127.6, 127.57, 127.5, 82.4, 80.2, 80.0, 78.2, 75.4, 74.9, 73.5, 73.4, 72.9, 71.3, 69.2, 31.4, 28 
Compound 4 was prepared according to the General Procedure by the coupling of glucosyl 2-pyridyl sulfone and acrylamide.
Flash column chromatography (EtOAc: petroleum ether, 1:6) gave the desired product as a colorless oil (25 mg, 80% yield). 8, 138.6, 138.13, 138.12, 137.9, 128.4, 128.3, 127.9, 127.8, 127.8, 127.74, 127.70, 127.6, 82.2, 79.8, 78.2, 75.4, 74.9, 73.5, 72.9, 72.8, 71.3, 69.5, 31.3, 20.9 138.6, 138.1, 137.8, 128.8, 128.7, 128.43, 128.40, 128.37, 128.1, 127.9, 127.8, 127.7, 127.6, 124.0, 119.8, 82.3, 79.9, 78.3, 75.5, 74.9, 73.5, 72.9, 72.4, 71.3, 69.6, 33.2, 21.4 6, 169.9, 138.7, 138.2, 138.18, 138.0, 128.4, 128.3, 128.0, 127.9, 127.89, 127.82, 127.71, 127.67, 127.5, 82.3, 79.8, 78.2, 75.4, 74.9, 73.5, 72.9, 72.7, 71.2, 69.4, 61.4 .
3-(2,3,4,6-Tetra-O-benzyl-α-D-glucopyranosyl) propanoic acid (7)
Compound 7 was prepared according to the General Procedure by the coupling of glucosyl 2-pyridyl sulfone and acrylic acid. Flash column chromatography (DCM: MeOH, 200:1) gave the desired product as a colorless oil (14 mg, 47% yield).
The spectroscopic data coincide with those reported in the literature. 3, 138.6, 138.1, 137.9, 133.6, 129.3, 129.2, 128.5, 128.4, 128.2, 128.1, 128.0, 127.9, 127.84, 127.80, 127.72, 127.69, 127.6, 82.0, 79.5, 77.8, 75.4, 74.9, 73.5, 73.4, 72.5, 71.5, 69.0, 52.7, 19.0 Methyl 2-methyl-3-(2, 3, 4, 6-tetra-O-benzyl -α-D-glucopyranosyl)propanoate (9) Compound 9 was prepared according to the General Procedure by the coupling of glucosyl 2-pyridyl sulfone and methyl methacrylate. Flash column chromatography (EtOAc: petroleum ether, 1:8 to 1:6) gave the desired product as a colorless oil (29 mg, 91% yield, dr = 3.2:1). Signals were assigned according to the major component indicated in the sequence. 
13
C NMR (100 MHz, CDCl 3 ): δ 176. 6, 138.8, 138.2, 138.14, 138.07, 128.4, 128.3, 128.0, 127.9, 127.7, 127.6, 82.2, 79.7, 78.0, 75.4, 75.1, 73.5, 72.7, 72.1, 71.4, 69.0, 51.6, 35.4, 28.4, 18.4 2, 170.34, 138.45, 138.1, 137.8, 137.5, 128.5, 128.4, 128.0, 127.9, 127.8, 127.7, 81.6, 79.2, 77.7, 75.4, 75.0, 73.6, 73.1, 72.0, 71.7, 69.9, 52.3, 50.2, 26.0, 22.6 3, 4, propionamide (11) Compound 11 was prepared according to the General Procedure by the coupling of glucosyl 2-pyridyl sulfone and methacrylamide. Flash column chromatography (EtOAc: petroleum ether, 1:6) gave the desired product as a colorless oil (21 mg, 68% yield, dr = 2.5:1). Signals were assigned according to the major component indicated in the sequence. 138.5, 138.0, 137.9, 137.7, 128.5, 128.4, 128.3, 128.3, 128.0, 127.9, 127.8, 127.8, 127.6, 82.1, 79.6, 78.3, 75.4, 75.0, 73.5, 72.8, 71.23, 70.9, 69.8, 35.4, 30.3, 18 138.59, 138.3, 128.3, 128.2, 127.9, 127.73, 127.68, 127.54, 127.52, 127.5, 77.3, 76.7, 74.5, 73.5, 73.3, 73.2, 73.0, 71.9, 71.3, 67.9, 51.4, 30.5, 22 8, 138.4, 138.3, 138.2, 128.4, 128.32, 128.28, 127.94, 127.87, 127.8, 127.7, 127.65, 127.62, 127.5, 76.1, 74.9, 73.6, 73.5, 73.3, 72.2, 71.7, 71.6, 69 
